Racemic 2-iodoferrocenecarboxaldehyde (rac-5a).
Before chromatography, the crude was dissolved in THF (5 mL) containing water (0.3 mL) and PTSA (0.38 g, 2.0 mmol), and the mixture was heated to reflux for 1 h.
9 After cooling to room temperature, Et 2 O (40 mL) was added, and the reaction mixture was poured over aqueous saturated NaHCO 3 (40 mL). The organic phase was washed with aqueous saturated NaHCO 3 (2 x 20 mL) and with water (20 mL General procedure for the deprotonation using (TMP) 3 CdLi (0.5 equiv) in THF followed by trapping using I 2 . To a stirred cooled (0 °C) solution of 2,2,6,6-tetramethylpiperidine (1.1 mL, 6.0 mmol) in THF (5 mL) were successively added BuLi (1.6 M hexanes solution, 6.0 mmol) and, 5 min later, CdCl 2 ·TMEDA (0.60 g, 2.0 mmol). The mixture was stirred for 10 min at 0 °C before introduction of the substrate (4.0 mmol). After 2 h at room temperature, a solution of I 2 (1.5 g, 6.0 mmol) in THF (5 mL) was added. The mixture was stirred overnight before addition of an aq saturated solution of Na 2 S 2 O 3 (10 mL) and extraction with EtOAc (3 x 20 mL). After drying over
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S10 1H, J = 7.5, 4.8, 1.2 Hz), 7.68 (td, 1H, J = 7.7, 1.8 Hz), 8.60 (ddd, 1H, J = 5.1, 1.8, 0.9 Hz). 13 
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Crystal Data
Single crystals suitable for X-ray diffraction were grown after slow evaporation (several days at room temperature) of solutions of 10b, 15c and 20a in CH 2 Cl 2 .
The samples were studied with graphite monochromatized Mo Kα radiation (λ = 0.71073 Å).
The structure was solved by direct methods using the SIR97 program, 13 and then refined with full-matrix least-square methods based on F 2 (SHELX-97) 14 with the aid of the WINGX program. 15 All non-hydrogen atoms were refined with anisotropic thermal parameters. H atoms were finally included in their calculated positions.
Compound 10b.
The X-ray diffraction data were collected using APEXII, Bruker-AXS diffractometer at T = 100(2) K. Compound 15c.
The X-ray diffraction data were collected using KappaCCD diffractometer at T = 150(2) K. Compound 20a.
The X-ray diffraction data were collected using APEXII, Bruker-AXS diffractometer at T = 150(2) K.
( Copies of the data can be obtained, free of charge, on application to CCDC, 12 Union Road, Cambridge CB2 1EZ, UK (fax: +44-(0)1223-336033 or e-mail: deposit@ccdc.cam.ac.uk).
